Key indicators: single-crystal X-ray study; T = 180 K; mean (C-C) = 0.016 Å; Hatom completeness 73%; disorder in solvent or counterion; R factor = 0.062; wR factor = 0.172; data-to-parameter ratio = 11.2.
In the title compound, {[Ho 4 (C 12 H 6 O 4 ) 6 (H 2 O) 5 ]Á1.75H 2 O} n , which is isostructural with its Tb 3+ -and Eu
3+
-containing analogues, there are four crystallographically independent Ho 3+ centres, each exhibiting a highly distorted HoO 8 bicapped trigonal-prismatic coordination environment. Adjacent polyhedra are interconnected via the carboxylate groups and one 2 -bridging water molecule, forming one-dimensional chains propagating along [100] . The naphthalene-2,6-dicarboxylate ligands further interconnect these chains into a threedimensional framework, which has zigzag channels housing the water molecules. Two naphthalene-2,6-dicarboxylate bridging ligands have their centroids located on crystallographic centres of inversion. One water O atom has a fixed site occupancy factor of 0.75.
Related literature
For isostructural materials, see: Min & Lee (2002) ; Zheng, Sun et al. (2004) . For related structures, see : Zheng, Wang et al. (2004) ; Paz & Klinowski (2003) ; Almeida Paz & Klinowski (2008) ; Wang et al. (2002) . For general background, see: Shi et al. (2008) ; Cunha-Silva et al. (2007) . For bond-length data, see: Allen (2002) .
Experimental
Crystal data [Ho 4 (C 12 Table 1 Selected bond lengths (Å ). Data collection: COLLECT (Nonius 1998 ); cell refinement: HKL SCALEPACK (Otwinowski & Minor 1997) ; data reduction: HKL DENZO (Otwinowski & Minor 1997) and SCALEPACK; program(s) used to solve structure: SIR92 (Altomare et al. 1994 ); program(s) used to refine structure: SHELXTL (Bruker, 2001 ); molecular graphics: DIAMOND (Brandenburg, 2006) ; software used to prepare material for publication: SHELXTL.
Poly[[ 2 -aqua-tetraaquahexakis( 4 -naphthalene-2,6-dicarboxylato)tetraholmium(III)] 1.75-hydrate] F. A. Almeida Paz and J. Klinowski Comment Multi-dimensional (i.e., one-dimensional, two-dimensional or three-dimensional) networks, known as coordination polymers or metal-organic frameworks (MOFs), in which metallic centres are bridged via organic ligands, are of considerable interest. Even though structural diversity can be achieved by selecting different metallic centres (which implies a variation in the number and type of the coordination geometry), fascinating structural architectures are often produced by using uncommon bridging ligands. To reconcile the robustness and crystallinity of the synthesized networks, crystal engineers usually employ exo-carboxylate derivatives as the bridging ligands, usually associated with aromatic rings. It is therefore surprising that only a handful of papers reporting lanthanide centres coordinated to residues of naphthalene-2,6-dicarboxylic acid (H 2 NDC) have been published (Paz & Klinowski, 2008; Zheng, Sun et al., 2004; Zheng, Wang et al., 2004; Paz & Klinowski, 2003; Wang et al., 2002; Min & Lee, 2002) , as confirmed by a search in the Cambridge Structural Database (CSD, Version 5.28 with three updates -August 2007; Allen, 2002) .
Following our interest in the hydrothermal synthesis of MOFs, (e.g. Shi et al., 2008; Cunha-Silva et al., 2007) , we report here the low temperature crystal structure of the title compound, (I), a three-dimensional MOF containing the naphthalene-2,6-dicarboxylate dianion (NDC 6 ], could also be isolated from the same synthetic batch (Paz & Klinowski, 2008) . We infer that the ionic radius of the lanthanide employed determines whether a three-dimensional (for the lighter series of lanthanides -up to Dy 3+ ) or a two-dimensional network (for lanthanides after and including Er 3+ ) is obtained. Ho 3+ always produces a mixture of the two materials, even though it is possible to vary the amount of each framework in the product by adjusting the composition of the synthesis mixture.
Compound (I) contains four crystallographically independent Ho 3+ centres (Ho1 to Ho4) which are coordinated to a total of six NDC 2-ligands (two of these have their centroids located at crystallographic inversion centres) and five water molecules. The coordination sphere of each metallic centre is composed by one unidentate water molecule, with the fifth water (O5W) bridging two neighbouring metallic centres (Ho3 and Ho4 -see Figure 1 ). Despite the large number of crystallographically independent moieties, the NDC 2-moieties coordinate to the Ho 3+ centres through only two distinct coordination fashions: a syn,syn-chelate coupled to a syn,syn-µ 2 -bridge (for the C56 and C68 carboxylate groups), and simple syn,syn- ) and placed for 8 h at 418 K in a preheated oven. Before opening, the reaction vessel was allowed to cool slowly to ambient temperature at a rate of 10 K per hour over a period of 14 h. Colourless plates of (I) were manually selected from the product which also contains [Ho 2 (NDC) 3 (H 2 O) 6 ] (Paz & Klinowski, 2008) .
Refinement
The water molecules O1W, O5W and O7W were refined isotropically. Following structural evidence from unrestrained refinement cycles, the O7W water molecule was given a fixed occupancy of 75% in the final structural model.
It is important to stress that a considerable smeared-out electron density was found surrounding the water molecules O1W and O5W. Attempts to model this disorder (during the last stages of the overall structural refinement) over two (or more) partially occupied sites (for each water molecule) did not produce satisfactory models, with large shifts associated with these chemical moieties being observed. In order to achieve full convergence the positions of O1W and O5W were restrained to be equally distant from, respectively, Ho1 and Ho2, and Ho3 and Ho4 (one free variable for each pair of distances). The difficulties while modelling these two water molecules are attributed to the quality of the crystal used for data collection, which was a very small and thin colourless plate diffracting rather weakly at high angles [e.g., almost no reflections were observed for resolutions higher than 0.80 Å]. The highest difference peak is 0.78Å from O5W.
H atoms associated with all water molecules could not be located from difference Fourier maps, and attempts to place these atoms in calculated positions in order to maximize hydrogen bonding interactions did not lead to chemically reasonable supplementary materials sup-3 structural models and they were omitted from the refinement. The H atoms bound to carbon were placed at idealized positions (C-H = 0.95 Å) and refined as riding with U iso = 1.2U eq (C).
Figures Fig. 1 . Simplified representation of the asymmetric unit of (I) with displacement ellipsoids drawn at the 80% probability level. Water molecules O1W and O7W, and hydrogen atoms have been omitted for clarity. Table in the main paper. Symmetry codes used to generate equivalent atoms: 
Special details
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